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PIEZOELECTRIC DEVICE, INK JET 
RECORDING HEAD, AND METHODS OF 
MANUFACTURING SAID DEVICE AND 

HEAD 

BACKGROUND OF THE INVENTION. 

1. Field of the Invention 

The present invention relates to a piezoelectric device 
having a function of converting electric energy into 
mechanic energy (hereinafter “electric/mechanic converting 
function”), and particularly to a pieZoelectric device With 
improved pieZoelectric properties by setting the crystallo 
graphic aXes of a speci?c crystal in the pieZoelectric device 
to speci?c conditions. 

2. Description of the Related Art 
A pieZoelectric device has a pieZoelectric ?lm betWeen 

tWo electrodes. Lead Zirconate titanate (PZT) or other pieZo 
electric ceramics are used for the pieZoelectric ?lm. These 
materials, Which are indicated by the chemical formula 
ABO3, are knoWn to build a perovskite crystal structure, and 
this crystal structure has an electric/mechanic converting 
function. 

FIG. 6 illustrates the perovskite crystal structure of a unit 
cell in the pieZoelectric ceramics having the above compo 
sition. As stated above, this structural ?gure is eXpressed by 
the chemical formula ABO3. As an eXample, if the pieZo 
electric ceramics is PZT, A may be Pb2+, B may be Zr4+ or 
Ti“, and O may be O2‘. If the pieZoelectric ceramics is 
PZT-PMN, Mg2+ or Nb5+ is substituted for the atom B. The 
orientation of crystal grains is often speci?ed relative to 
crystal planes. 

Crystals are divided into several crystal systems. In any 
system, the plane containing the apeX of the crystal system 
can be speci?ed through its crystallographic aXes. The 
crystal is oriented in the normal direction of any one plane 
to Which the crystal can be set. This normal vector is 
speci?ed by the value of crystallographic aXes for specifying 
the plane corresponding to this normal line. This orientation 
is called the crystal direction. Planes or orientations Within 
crystals can be indicated by using the Miller indices. When 
de?ning primitive translational vectors such as a, b, c in FIG. 
6 according to the Miller indices, the crystal oriented in the 
plane shoWn by slanted lines has a (001) plane (<001> 
orientation) and a (111) plane (<111> orientation). The 
polariZation aXis direction in pieZoelectric ?lms made of 
PZT or other tetragonal system has the (001) orientation, and 
that in a rhombohedral system has the (111) orientation. 
An eXample of a pieZoelectric device having this crystal 

structure is disclosed in. Patent Laid-Open Publication No. 
Hei 3(1990)-69512, and Applied Physics Letters, 1991, Vol. 
58, No. 11, pp. 1161—1163. A prior art of an ink jet type 
recording head using said pieZoelectric device is for 
example US. Ser. No. 5,265,315. 

HoWever, a conventional pieZoelectric device had inferior 
electric/mechanic converting function, particularly under 
loW voltage conditions. Especially in use With portable 
printers, there Was the need for a pieZoelectric device having 
high electric/mechanic converting function under loW volt 
age conditions. 

This electric/mechanic converting function is evaluated 
by the pieZoelectric effect Which is the relation betWeen the 
electric polariZation and the stress. The pieZoelectric effect 
can be quanti?ed by the product of a pieZoelectric charge 
constant d, a pieZoelectric voltage constant g and the dielec 
tric constant. Here, the pieZoelectric charge constant d is the 
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2 
proportional coef?cient betWeen the displacement and the 
electric ?eld, and the pieZoelectric voltage constant g is the 
proportional coef?cient betWeen the electric ?eld and the 
stress. The dielectric constant is the proportional coef?cient 
betWeen the electric ?eld and the planar density of electric 
charge. In conventional arts, the pieZoelectric charge con 
stant d Was loW When the applied voltage Was loW. 

SUMMARY OF THE INVENTION 

The inventors of the present invention have found that 
inclining the crystallographic aXes in?uences the pieZoelec 
tric effect under loW voltage. Thereupon, the inventors have 
manufactured a pieZoelectric ceramics by intentionally 
inclining its crystallographic aXes, thereby improving the 
electric/mechanic converting function under loW voltage. 

It is an object of the present invention to provide a 
pieZoelectric device having good pieZoelectric properties 
under loW voltage by adjusting the crystallographic aXes of 
the (001) plane. 

It is a further object of the present invention to provide an 
ink jet recording head Which can discharge ink under loW 
voltage Well by including a pieZoelectric device having the 
crystallographic aXes of the (001) plane. 

It is another object of the present invention to provide a 
method of manufacturing a pieZoelectric device having 
adjustable crystallographic aXes of the (001) plane. 

It is still another object of the present invention to provide 
a method of manufacturing an ink jet recording head having 
a pieZoelectric device With adjusted crystallographic aXes of 
the (001) plane. 

To this end, the pieZoelectric device according to the 
present invention includes a loWer electrode, an upper 
electrode, and a crystalliZed pieZoelectric ?lm arranged 
betWeen the loWer electrode and the upper electrode, 
Wherein the crystallographic aXes (orientation) of the colum 
nar grain With the (001) orientation of the crystal forming the 
pieZoelectric ?lm is inclined by a certain angle relative to the 
normal direction of the loWer electrode face. 
The angle formed by the crystallographic aXis of the 

columnar grain With the (001) orientation and the normal 
direction of the loWer electrode face may be 5 degrees or 
more and 20 degrees or less. The columnar grain With the 
(001) orientation includes an interface layer With 5 nm or 
less thickness in the vicinity of said loWer electrode. As an 
alternative, the crystallographic aXis of the columnar grain 
With the (001) orientation is parallel to the normal direction 
of the loWer electrode face Within a certain distance from the 
interface betWeen the loWer electrode and the crystal grain. 
At this time, the predetermined distance in Which the crys 
tallographic aXis is parallel to the normal direction of the 
loWer electrode face is Within the range of 15 nm or less 
from the interface betWeen the crystal grain and the loWer 
electrode. 
On the other hand, in the grains forming the pieZoelectric 

?lm, the crystallographic aXes of the columnar grains With 
the (111) orientation are substantially parallel to the normal 
direction of the loWer electrode face. The columnar grain 
With the (001) orientation has a crystal grain With larger 
average grain siZe than the columnar grain With the (111) 
orientation. 

Speci?cally, the pieZoelectric ?lm preferably contains 
pieZoelectric ceramics Which is any one of lead Zirconate 
titanate (Pb(Zr, Ti)O3:PZT), lanthanum lead titanate ((Pb, 
La)TiO3), lead lanthanum Zirconate titanate ((Pb,La)(Zr,Ti) 
O3zPLZT), and lead magnesium niobate Zirconate titanate 
(Pb(Zr, Ti)(Mg,Nb)O3:PZT-PMN). 
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The ink jet recording head according to the present 
invention includes a pressure chamber provided on a pres 
sure chamber substrate, and a noZZle provided in the pres 
sure chamber, Wherein ink can be discharged from the 
noZZle by changing the volume of the pressure chamber, and 
volume change is caused in the pressure chamber by using 
the pieZoelectric device according to the present invention as 
the drive means. 

The method of manufacturing a pieZoelectric device hav 
ing an electric/mechanic converting function according to 
the present invention includes the step of using a sol With the 
pieZoelectric ceramics adjusted to a mol concentration of 0.7 
mol/1 to 1.5 mol/1 to form a pieZoelectric ?lm sandWiched 
betWeen a loWer electrode and an upper electrode. 

The sol above may be generated by including polyethyl 
ene glycol in an amount of 0.15 mol or more to 0.5 mol or 
less relative to 1 mol of pieZoelectric ceramics. 

Also, during the step of forming the pieZoelectric ?lm, 
each of the thin layers is formed by a step of coating the sol 
at a predetermined thickness, and a step of drying and 
defatting such coated sol, and each time the thin layers are 
layered to a certain total number of layers, these layers are 
subjected to high-speed and high-temperature heat treatment 
to be crystalliZed. 

The method of manufacturing an ink jet recording head 
according to the present invention, Wherein volume change 
is caused in a pressure chamber provided in a pressure 
chamber substrate to enable ink to be discharged from a 
noZZle provided in the pressure chamber, includes the steps 
of forming an insulating ?lm on the pressure chamber 
substrate, forming a pieZoelectric device on said insulating 
?lm by the method according to the present invention, 
shaping the pieZoelectric device to enable a change in 
volume to be caused inside the pressure chamber, and 
forming the pressure chamber on the pressure chamber 
substrate. 

BRIEF DESCRIPTION OF THE DRAWINGS 

FIG. 1 is a cross section explaining the crystal structure of 
the pieZoelectric ?lm forming the pieZoelectric device 
according to the present invention; 

FIG. 2 is an exploded perspective vieW of the ink jet 
recording head according to the present invention; 

FIG. 3 is a perspective vieW With a partial cross section of 
the ink jet recording head according to the present invention; 

FIG. 4 is a cross section explaining the manufacturing 
steps for the ink jet recording head (pieZoelectric device) 
according to the present invention; 

FIG. 5 is a cross section explaining the manufacturing 
steps for the ink jet recording head according to the present 
invention; 

FIG. 6 illustrates the perovskite structure of a tetragonal 
system and the crystallographic axes; 

FIG. 7 shoWs the X-ray diffraction spectrum in a pieZo 
electric device according to the present invention; 

FIG. 8 is a pole plot, and is a characteristic vieW explain 
ing the angle formed by the crystallographic axis of the 
columnar grain With the (111) orientation in the pieZoelectric 
device of one embodiment, and the normal direction of the 
loWer electrode face; 

FIG. 9 is a pole plot, and is a characteristic vieW explain 
ing the angle formed by the crystallographic axis of the 
columnar grain With the (001) orientation in the pieZoelec 
tric device of one embodiment, and the normal direction of 
the loWer electrode face; 
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4 
FIG. 10 is a model vieW (vertical layer) of a cross 

sectional transmission electron microscopy (XTEM) photo 
graph in the vicinity of the interface betWeen the loWer 
electrode and the pieZoelectric ?lm; 

FIG. 11 is a model vieW (interface layer Whose dielectric 
constant is loW) of an XTEM photograph in the vicinity of 
the interface betWeen the loWer electrode and the pieZoelec 
tric ?lm; and 

FIG. 12 illustrates the voltage-dependency of the pieZo 
electric charge constant d of a pieZoelectric device according 
to the present invention and that of a prior art. 

DESCRIPTION OF THE PREFERRED 
EMBODIMENTS 

NoW, modes of Working the present invention Will be 
described beloW With reference to the draWings. The 
embodiments relate to a pieZoelectric device having a spe 
ci?c crystalline structure, an ink jet recording head using 
same, and the manufacturing method of such device and 
recording head. Particularly used are pieZoelectric ceramics 
such as PZT. 

Structure 

FIG. 1 is a cross section explaining the layered structure 
of the pieZoelectric device according to one embodiment. As 
shoWn in FIG. 1, the pieZoelectric device 40 has a pieZo 
electric ?lm 41 having a plurality of thin layers 411—41 n (n 
is an arbitrary natural number, for example 8) betWeen the 
loWer electrode 32 and the upper electrode 42. 

The loWer electrode 32 is an electrode Which forms a pair 
With the upper electrode 42 for applying voltage to the 
pieZoelectric ?lm 41, and is made by layering layers of 
conductive material, for example titanium (Ti), platinum 
(Pt) and titanium (Ti). Forming the loWer electrode in this 
Way by layering a plurality of layers functions to enhance the 
adhesion betWeen the platinum layer and the pieZoelectric 
?lm, and the platinum layer and the insulating ?lm. The 
upper electrode ?lm 42 forms one of the electrodes for 
applying voltage to the pieZoelectric ?lm 41, and is made of 
a conductive material, such as platinum (Pt), having a 
thickness of, for example, 0.1 pm. The material is not limited 
as long as it is conductive. 

The pieZoelectric ?lm 41 is made of pieZoelectric ceram 
ics. The composition of the pieZoelectric ceramics is pref 
erably either lead Zirconate titanate (Pb(Zr, Ti)O3:PZT), lead 
lanthanum Zirconate titanate ((Pb,La)(Zr,Ti)O3:PLZT), or 
lead magnesium niobate Zirconate titanate (Pb(Zr, Ti)(Mg, 
Nb)O3:PZT-PMN). These pieZoelectric ceramics have a 
large pieZoelectric charge constant d, namely a high electric/ 
mechanic converting function, and have characteristics suit 
able as the material for a pieZoelectric device. For example, 
in the case of lead magnesium niobate Zirconate titanate, a 
preferable composition is: (Pb(ZrO_56 TiO_44)O_9(Mg1/3, Nbz/ 
3)O_1O3. HoWever, the composition of this pieZoelectric ?lm 
may be any other composition suf?cient to shoW electric/ 
mechanic converting function. 

Especially in the crystalline structure of the pieZoelectric 
?lm 41 of the present embodiment, the crystal axis of the 
columnar grain With the (001) orientation is inclined at a 
certain angle in the normal direction of the loWer electrode 
(equal to the direction of the electric ?eld). In most cases, the 
speci?c angle of inclination is betWeen 5degrees and 20 
degrees. In the columnar grain With the (001) orientation, the 
vertical layer or interface layer, Whose electric constant is 
loW, has groWn at its interface With the loWer electrode. The 
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vertical layer is distributed betWeen the range of 5m to 15 
nm from the interface. The interface layer is distributed in 
the range of 5 nm from the interface. The vertical layer is a 
layer With the crystal axis parallel to the normal direction of 
the loWer electrode, and the interface layer is a layer having 
lattice defect so the crystal lattice becomes irregular, thereby 
providing a loW dielectric property. 

Originally, during the crystal formation, the crystal should 
groW in the direction vertical to the electrode face from the 
Pt loWer electrode. HoWever, in the columnar grain With the 
(001) orientation, this vertical groWth can be seen only in the 
vertical layer, and the crystal axis inclines. Also, by the 
Working of stresses, a lattice defect arises and forms an 
interface layer. 

This inclination of the crystal axis in the columnar grain 
With the (001) orientation is presumed to arise from the 
in?uence of stresses during the crystal groWth process 
according to the manufacturing method of the present 
invention, so that the crystal axis is curved. In the columnar 
grain With the (111) orientation, this phenomenon does not 
appear, and the crystal axis is vertical to the face of the loWer 
electrode. Furthermore, the crystal structure can be con 
?rmed by taking cross sectional transmission electron 
microscopy (XTEM) photographs, etc., of the pieZoelectric 
?lm. 

The thickness of each of the thin layers 411-41n forming 
the above pieZoelectric ?lm 41 is formed to be 100 nm or 
more and 250 nm or less. If the layers are too thin, the 
number of steps required for layering becomes too large, and 
throughput cannot be achieved. If the layers are too thick, 
cracks tend to arise during the defatting or high-speed heat 
treatment. 

The number of layered layers is preferably 2 to 8 layers. 
This number is determined by the relation With the thin layer 
above. In other Words, Whereas sufficient layers should be 
provided to ensure displacement of the pieZoelectric device, 
too many layers Will cause cracks in the pieZoelectric ?lm 
during the manufacturing process, or the drive voltage Will 
become too high. The Whole thickness of the pieZoelectric 
?lm 41 is preferably approximately 500 nm to 2000 nm. 

Furthermore, the loWer electrode 32 and the upper elec 
trode 42 need not necessarily form a plane, and they need not 
be parallel to each other. HoWever, in case they form no 
plane and are not parallel, the crystal axis along the (001) 
orientation of the pieZoelectric ?lm should be formed to 
have the inclination described above relative to the direction 
of the electric ?eld existing betWeen both electrodes. 

FIG. 2 is an exploded perspective vieW of an ink jet 
recording head using the pieZoelectric device 40 above. FIG. 
3 is a partial cross section of the main portion of the ink jet 
recording head. As shoWn in FIG. 2, the ink jet recording 
head 1 includes a noZZle plate 10, a pressure chamber 
substrate 20, a vibrating plate 30 and a box-shaped body 25. 

The pressure chamber substrate 20 is made by etching a 
silicon or quartZ mono-crystalline substrate, and, as shoWn 
in FIG. 3, includes a cavity 21, a side Wall 22, a reservoir 23 
and a supply inlet 24. The cavity 21 is formed so as to be 
operatable as a pressure chamber for applying pressure to 
ink. The side Wall (division Wall) 22 is structured to separate 
the cavity 21, and the reservoir 23 is structured to supply ink 
into each cavity 21. The supply inlet 24 is structured to alloW 
introduction of ink in each cavity 21. As a Whole, an 
on-demand, pieZo-jet type ink jet recording head is formed. 

The vibrating plate 30 is structured so that it can be pasted 
to one face of the pressure chamber substrate 20. The 
vibrating plate 30 is provided With the pieZoelectric device 
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6 
40 according to the present invention. The pieZoelectric 
device 40 is a pieZoelectric crystal With perovskite structure, 
and is formed in a predetermined shape on the vibrating 
plate 30. Furthermore, in the present embodiment, the 
vibrating plate 30 is structured so the insulating ?lm 31 and 
the loWer electrode 32 are layered, but it is also possible to 
form the loWer electrode 32 and the pieZoelectric ?lm 41 to 
the same shape and form the vibrating plate 30 only by the 
insulating ?lm 31. 
The noZZle plate 10 is pasted to the pressure chamber 

substrate 20 so the respective noZZle holes 11 ate arranged 
at positions corresponding to each of the plurality of cavities 
21 provided on the pressure chamber substrate 20. The 
pressure chamber substrate 20 With the noZZle plate 10 
pasted thereon is further ?tted into the box-shaped body 25 
as shoWn in FIG. 2 to form the ink. jet recording head 1. 

The insulating ?lm 31 is made of non-conductive material 
such as silicon dioxide formed by heat-oxidiZing a silicon 
monocrystal substrate, and structured to deform according to 
the change in volume of the pieZoelectric ?lm to instanta 
neously increase the inner pressure of the cavity 21. 

Operation 
According to the above structure, in the columnar grains 

With the (001) orientation of the pieZoelectric ?lm according 
to the present invention, the crystal axes mostly shoW a 
constant angle relative to the direction of the electric ?eld. 
In the pieZoelectric device having this structure, a high 
pieZoelectric charge constant d arises particularly When loW 
voltage is applied betWeen the electrodes (cf. FIG. 12). The 
displacement achieved under appliance of 8V—12V in prior 
arts can be achieved by applying approximately 5V—7V With 
the pieZoelectric device according to the present 
embodiment, causing a greater displacement than in prior 
arts Within the range of 4V—17V. Accordingly, it is possible 
to discharge more ink by causing a larger displacement With 
loW voltage than compared to prior arts. When applying the 
same voltage as With conventional arts, an ink jet recording 
head having better pieZoelectric property With a greater 
displacement can be provided in comparison With prior arts. 
When applying loW voltage (4V—15V) betWeen the loWer 

electrode 32 and the upper electrode 42 of the pieZoelectric 
device 40, a large displacement arises With the pieZoelectric 
device 40. When this displacement causes the vibrating plate 
30 to deform, the pressure inside the cavity 21 rises. Ink is 
?lled in the cavity, so an instantaneous increase in pressure 
causes ink to be pressed from the noZZle hole 11 and 
discharged as a liquid drop. 

If no voltage is applied on the pieZoelectric device 40, no 
displacement arises and the pressure inside the cavity 21 
provided Within the pieZoelectric device does not change, so 
an ink drop is not discharged. 

Manufacturing Method 

NoW, the manufacturing method of the pieZoelectric 
device and ink jet recording head ful?lling the above con 
ditions Will be explained With reference to FIGS. 4 and 5. 
Gel Manufacturing Step 

During this step, a metal alkoxide solution Which is the 
pieZoelectric ?lm gel is manufactured. Gels containing 
pieZoelectric ceramics are, for example, acetic acid-based 
solutions or alcohol amine-based solutions. Although there 
are various methods for manufacturing the same, an example 
is described beloW. 
NoW, the step of preparing an acetic acid-based solution 

Will be summariZed. First, lead acetate hydrate (Pb 
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(CH3COO)2~3H2O), Zirconium acetyl acetonate (Zr 
(CH3COCHCOCH3)4) and magnesium acetate hydrate (Mg 
(CH3COO)2~4H2O) are stirred With acetic acid as the 
solvent. In the initial stage, the mixture is stirred at room 
temperature, then stirred for 10 to 20 minutes in an atmo 
sphere of approximately 100° C., then cooled at room 
temperature. Thereafter, titanium isopropoxide (Ti(O—i— 
C3H7)4) and niobium pentaethoxide (Nb(OC2H5)5) is added 
and stirred. Butoxyethanol (C4H9OC2H4OH) is further 
added and stirred at room temperature for approximately 5 
minutes. Thereafter, a 3%-ethanol doped hydrochloric acid 
is added and stirred at room temperature for approximately 
5 minutes. Acetylacetone (CH3COCH2COCH3) is added 
and stirred at room temperature for approximately 60 min 
utes. Lastly, polyethylene glycol (HO(C2H4)nH) is added 
and stirred at room temperature for approximately 5 min 
utes. 

During the above process, it is important to manufacture 
the sol With the mol concentration of the pieZoelectric 
ceramics material (solvent) adjusted betWeen 0.7 mol/1 and 
1.5 mol/ 1. If manufactured at a loWer mol concentration than 
this range, the inclination of the crystal axis in the columnar 
grain With the (001) orientation Will be insuf?cient. If 
manufactured at a higher mol concentration than this range, 
cracks, etc., are likely to arise. The content of the polyeth 
ylene glycol used as the solvent in 1 mol of the pieZoelectric 
ceramics is approximately 0.15 mol or more to 0.5 mol or 
less. Cracks are likely to arise in cases Where the mol 
concentration is loWer than 0.15 mol, and if the mol con 
centration is larger than 0.5 mol, the inclination of the crystal 
axis in the columnar grain With the (001) orientation Will be 
insuf?cient. 
NoW, the step of preparing an alcohol amine-based solu 

tion Will be summarized beloW. First, butoxyethanol 
(C4H9OC2H4OH) is added to the solvents titanium isopro 
poxide (Ti(O—i—C3H7)4) and niobium pentaethoxide (Nb 
(OC2H5)5), then stirred at room temperature for approxi 
mately 10 minutes. Diethanolamine is added further and 
stirred at room temperature for approximately 10 minutes. 
Then, lead acetate hydrate (Pb(CH3COO)2~3H2O), Zirco 
nium acetyl acetonate (Zr(CH3COCHCOCH3)4) and mag 
nesium acetate hydrate (Mg(CH3COO)2~4H2O) are added 
and stirred. During the ?rst half stage, the mixture is stirred 
at approximately 75° C. for approximately 30 minutes, and 
during the second half stage, the mixture is cooled at room 
temperature for approximately 30 minutes. Lastly, polyeth 
ylene glycol (HO(C2H4)nH) is added and stirred at room 
temperature for approximately 10 minutes. Concerning the 
mol concentration of the pieZoelectric ceramics material and 
that of polyethylene glycol, the same applies as described for 
the acetic acid-based solution above. An alcohol amine 
based solution is completed by the above steps. 
Insulating Film Forming Step (FIG. 4(a)): 

During this step, an insulating ?lm 31 is formed on a 
silicon substrate 20 forming the base for the pressure cham 
ber substrate. The silicon substrate 20 is, for example, 200 
pm thick, and the insulating ?lm 31 is formed With a 
thickness of approximately 1 pm. The insulating ?lm is 
manufactured by using prior art heat oxidation methods or 
the like. 
LoWer Electrode Forming Step (FIG. 4(b)): 

During this step, a loWer electrode 32 is formed above the 
insulating ?lm 31. The loWer electrode 32 is formed for 
example by layering layers of titanium, titanium oxide, 
titanium, platinum, and titanium in order With respective 
thicknesses of 0.01 pm, 0.01 pm, 0.005 pm, 0.5 pm, 0.005 
pm. These layers are manufactured by using prior art direct 
current sputtering methods, etc. 
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8 
Piezoelectric Film Forming Step (FIGS. 4(c) and 

During this step, the pieZoelectric ?lm 41 according to the 
present invention is formed on the upper electrode 32 by 
using said sol. Thin ?lms are repeatedly formed to obtain the 
pieZoelectric ?lm 41 by layering a predetermined number of 
thin ?lm layers. 
The step of forming each of the thin layers Will be 

described beloW. The gel prepared above is coated at a 
predetermined thickness. The coating thickness is preferably 
100 nm or more and 250 nm or less. If the coating is not 
thick enough, the number of processing required for the 
layering Will become too large and there Will be no through 
put. If the coating is too thick, the ?nished pieZoelectric ?lm 
Will become too thick and cause cracks, etc., during the 
manufacturing process. 

For example, When using a prior art spin coating method, 
the coating is performed for 10 secs at 500 revolutions per 
minute, 30 secs at 1500 revolutions per minute, and 10 secs 
at 500 revolutions per minute. After the coating, the ?lm is 
dried at a certain temperature (for example, 1800 C.) for a 
certain time period (for example, approximately 10 
minutes). Due to this drying process, moisture and small 
organic particles With small mass evaporate. After drying, 
the ?lm is defatted under ambient atmospheric conditions at 
a predetermined high temperature (for example, 4000 C.) for 
a certain time period (30 minutes). The defatting process 
causes organic ligands con?gured With the metal to be 
thermally decomposed, and the metal is oxidiZed to form a 
thin metal oxide layer 411 (FIG. 4(c)). These steps of 
coatingQdryingQdefatting are repeated for a predeter 
mined number of times, for example 4 times, and 4 thin 
layers 411—414 are layered (FIG. 

After layering 4 layers of alcohol amine-based solution, in 
order to further enhance crystalliZation of the pieZoelectric 
?lm and improve the pieZoelectric properties, rapid thermal 
annealing process (RTA) is performed in a predetermined 
atmosphere. For example, after layering 4 layers, the ?lm is 
heated in oxygen atmosphere at 650° C. for 5 minutes, and 
further at 900° C. for 1 minute. This RTA forms the 
perovskite crystal structure, but the stress arising therefrom 
causes the crystal axis of the (001) orientation to slightly 
incline toWard the normal direction of the loWer electrode. 
The layering of these thin layers and the RTA are repeated. 

When for example 8 thin layers are layered, the RTA is 
performed after forming the 4th and 8th thin layers. The 
temperature conditions are changed With the RTA of the 8th 
layer, heating the ?lm for 5 minutes at 650 degrees and for 
1 minute at 900 degrees. 
Upper Electrode Forming Step (FIG. 4(c)): 

During this step, an upper electrode 42 is formed above 
the pieZoelectric ?lm 41. The material for the upper elec 
trode may be platinum (Pt) or the like, and techniques such 
as the electron beam deposition method or sputtering 
method may be used for forming such electrode. The thick 
ness is approximately 100 nm. 

Etching Step (FIG. 5(a)): 
During this step, a layered structure (411—41n) is masked 

on the vibrating plate ?lm 30 (31, 32 ) to conform to the 
shape of each cavity 21, and the surroundings thereof are 
etched. Before etching, resist material is coated on the upper 
electrode 42 at a constant thickness by using the spinner 
method or spray method, etc. Thereafter, a mask is formed 
to the shape of the pieZoelectric device, and then exposed to 
light and developed, leaving the resist at the shape of the 
pieZoelectric device. For the etching, a normally used Wet 
etching or dry etching method is used. By etching the upper 
electrode With the remaining resist, the upper electrode and 
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piezoelectric ?lm other than the area forming the pieZoelec 
tric device is removed to form the piezoelectric device 40. 
Pressure Chamber Forming Step (FIG. 5(b)): 

During this step, a cavity is formed in the pressure 
chamber substrate. The cavity 21 is formed by etching. 
Anisotropic etching, parallel plate-type reactive ion etching 
and other anisotropic etching methods using activated gas 
are used for etching the other face of the pressure chamber 
substrate 20 having the pieZoelectric device 40 formed 
thereon. The etched portion With the substrate material 
removed therefrom forms the cavity 21, and the non-etched, 
remaining portion forms the side Wall 22. 
NoZZle Plate Pasting Step (FIG. 5(c)): 

During this step, the noZZle plate is pasted on the pressure 
chamber substrate 20. The adhesive agent for pasting the 
noZZle plate 10 may be resin or the like. The noZZle plate 10 
is positioned so each noZZle hole 11 is arranged correspond 
ing to the spaces of each cavity 21 during the pasting. The 
pressure chamber substrate 20 With the noZZle plate 10 
pasted thereon is mounted on the box-shaped body 25 (cf. 
FIG. 2), thereby completing the ink jet recording head 1. As 
an alternative to pasting the noZZle plate 10, the pressure 
chamber substrate and the noZZle plate may be formed 
integrally. This means that a single silicon substrate is etched 
to the shape of a cavity, thereby simultaneously forming the 
member corresponding to the noZZle plate and the pressure 
chamber substrate. After etching, noZZle holes are formed in 
the portion corresponding to the noZZle plate. By these steps, 
the ink jet recording head can be manufactured Without 
pasting the noZZle plate. 
As described above, the present embodiment is structured 

so the crystal axis of the columnar grain With the (001) 
orientation is inclined at a certain angle from the-normal 
direction of the loWer electrode, so the pieZoelectric device 
formed by this pieZoelectric ?lm provides a higher pieZo 
electric performance in comparison to the prior art under a 
loW drive voltage, and shoWs a high electric/mechanic 
converting function. 
Other Variations 

The present invention may be varied in many Ways 
Without being limited to the embodiments described above. 
For example, the pieZoelectric device according to the 
present invention may be manufactured by other methods as 
long as the same conditions of the crystal axis above is 
ful?lled. As long as the majority of the crystal grains With 
the (001) orientation form a certain direction relative to the 
electric ?eld, a pieZoelectric device and ink jet recording 
head having high pieZoelectric properties at loW voltage can 
be provided. 

Apart from the ink jet recording head described above, the 
pieZoelectric device according to the present invention may 
be used for manufacturing a ferroelectric device such as a 
nonvolatile semiconductor storage, thin ?lm condenser, 
pyro-electric detector, sensor, surface acoustic Wave optical 
Waveguide, optical storage, spatial light modulator and 
frequency doubler used With a diode laser, and also for 
manufacturing a dielectric device, pyro-electric device, 
pieZoelectric device, and an electro-optical device. In other 
Words, the pieZoelectric device according to the present 
invention provides high pieZoelectric properties With loW 
voltage, thereby being suitable for devices requiring large 
displacement or portable devices With loW source voltage. 

Embodiments 

As the manufacture method of the PZT device according 
to the present invention by using an alcohol amine-based 
solution has been described above, the properties of the 
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10 
manufactured device Will be described beloW. As a prior art, 
a PZT manufactured by using the same alcohol amine-based 
solution With the mol concentration of the pieZoelectric 
ceramics solvent being 0.7 mol % is described. 

FIG. 7 shoWs the X-ray spectrum of the pieZoelectric 
device according to the present invention, as measured by 
X-ray diffraction. It is clear from this ?gure that the pieZo 
electric ?lm 41 is mostly made of crystals With the (111) 
orientation and the (001) orientation. The movements of the 
columnar grains having these crystal axes determine the 
voltage-dependency of the pieZoelectric device. 

FIG. 8 shoWs the -crystal axis of the columnar grain With 
the (111) orientation in the pieZoelectric device according to 
the present invention by the angle formed With the normal 
direction of the loWer electrode surface. FIG. 9 shoWs the 
crystal axis of the columnar grain along the (001) orientation 
in the pieZoelectric device according to the present invention 
by the angle formed With the normal direction of the loWer 
electrode surface. Both ?gures have been measured by the 
pole ?gure. The x-axis shoWs the angle betWeen the normal 
direction of the loWer electrode face and the crystal axis, and 
the y-axis shoWs the count number of the re?ected x-rays, 
namely the rate of existence of the crystal structure. FIG. 8 
shoWs that most of the crystal axes in the columnar grain 
With the (111) orientation are parallel to the normal direction 
of the loWer electrode face, namely parallel to the direction 
of the electric ?eld. This is the same as the crystal axis along 
the (111) orientation in a conventional pieZoelectric device. 
It is clear that the crystal axis does not change in the crystal 
grain With the (111) orientation. As shoWn in FIG. 9, the 
majority of the crystal axes in the columnar grain With the 
(001) orientation are inclined by approximately 5 to 20 
degrees from the normal direction of the loWer electrode 
face. In other Words, it has been con?rmed that the polar 
iZation axis is inclined by a certain angle relative to the 
direction of the electric ?eld. 

FIGS. 10 and 11 are model vieWs of an XTEM photo 
graph of the vicinity of the interface betWeen the loWer 
electrode and the pieZoelectric ?lm in the pieZoelectric 
device according to the present invention. In FIG. 10, the 
crystal axis (polariZation axis) in the vicinity of the interface 
With the loWer electrode Pt has a perpendicular portion, but 
above this portion, an inclined portion can be seen. A 
perpendicular layer can be con?rmed. In FIG. 11, there is a 
lattice defect in the vicinity of the interface With the loWer 
electrode Pt, and the crystal structure is unclear. This portion 
has many lattice defects preventing a Well-ordered crystal 
structure, so the layer has a loW dielectric constant. A layer 
having a loW dielectric constant can be con?rmed. 

Table 1 shoWs, concerning the columnar crystal With the 
(001) orientation in the pieZoelectric device according to the 
present invention, the relation betWeen the inclination of the 
crystal axis measured based on the plane-vieW TEM micro 
photograph of the dark ?eld image from diffraction beams, 
and the con?rmed number N and the mean diameter D of the 
crystal grains. 

TABLE 1 

Angle [o] O 4 6 8 12 16 18 20 
N (pieces) 2 6 8 4 9 7 2 2 
D [Inn] 120 160 140 150 100 130 120 120 

As can be seen from Table 1, the crystal grains in the 
columnar grain With the (001) orientation is mostly seen in 
the range of 5 to 15 degrees. It can also be seen that in this 
range, the average grain diameter is larger compared to the 
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average grain diameter of 120 nm of the crystal grain in the 
columnar grain With the (111) orientation. This supports the 
analysis results in FIG. 9. 

FIG. 12 shoWs the measurement of the voltage 
dependency of the piezoelectric charge constant d, Which is 
a barometer shoWing the electric/mechanic converting func 
tion of the pieZoelectric device. In other Words, the pieZo 
electric charge constant d of the pieZoelectric device Was 
measured by increasing the voltage applied to the pieZo 
electric device. As can be seen from FIG. 12, under the 
applied voltage of approximately 5V—7V, the pieZoelectric 
device according to the present invention reaches the maXi 
mum value of the conventional pieZoelectric device, and 
shoWs a higher pieZoelectric charge constant d than the prior 
art in a Wide range of betWeen 4V—17V. This means that the 
same level of pieZoelectric property as the prior art can be 
obtained With loWer drive voltage than the prior art. Thereby, 
the pieZoelectric device according to the present invention is 
suitable for loW voltage drive, and it Was con?rmed that 
there is a high displacement as long as the drive voltage is 
set Within this range. Therefore, an ink jet recording head 
using this pieZoelectric device can discharge the same 
amount of ink as the prior art With a loWer drive voltage than 
the prior art, and furthermore, can discharge more ink than 
the prior art Within a certain drive voltage range. 

As the pieZoelectric device according to the present 
invention is formed so the crystal aXis of the crystal grain 
With the (001) orientation is inclined by a certain angle 
relative to the normal direction of the loWer electrode face, 
it is possible to provide an ink jet recording head Which can 
discharge ink Well at loW voltage. Also, Within a certain 
voltage range, it is possible to provide an ink jet recording 
head With higher discharging properties than the prior art. 

According to the method of manufacturing a pieZoelectric 
device of the present invention, it is possible to adjust the 
mol concentration of the solvent and thereby adjust the 
crystal aXis of the crystal grain in the (001) orientation. 

According to the method of manufacturing a pieZoelectric 
device relating to the present invention, by adjusting the mol 
concentration of the solvent, it is possible to manufacture an 
ink jet recording head having a high performance pieZoelec 
tric device With an adjusted crystal aXis of the crystal grain 
at the (001) orientation. 
What is claimed is: 
1. A pieZoelectric device comprising: 
a loWer electrode; 

an upper electrode; and 
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a crystalliZed pieZoelectric ?lm arranged betWeen said 

loWer electrode and said upper electrode, said crystal 
liZed pieZoelectric ?lm including crystal With a crystal 
aXis of a columnar grain With a (001)orientation, 

Wherein the crystal aXis of the columnar grain With the 
(001) orientation of the crystal forming said pieZoelec 
tric ?lm is inclined relative to a normal direction of an 
upper face of said loWer electrode. 

2. A pieZoelectric device according to claim 1, Wherein 
said crystal aXis is inclined relative to the normal direction 
of said upper face of said loWer electrode by an angle Within 
the range of 5 to 20 degrees. 

3. A pieZoelectric device according to claim 1, Wherein 
said columnar grain With the (001) orientation includes an 
interface layer Within the range of 5 nm or less from said 
upper face of said loWer electrode. 

4. A pieZoelectric device according to claim 1, Wherein 
said columnar grain With the (001) orientation is parallel to 
the normal direction of said upper face of said loWer 
electrode Within the range of 15 nm or less from said upper 
face of said loWer electrode. 

5. A pieZoelectric device according to claim 1, Wherein 
said pieZoelectric ?lm includes a crystal With a crystal aXis 
of columnar grain With a (111) orientation, Wherein said 
crystal is substantially parallel to the normal direction of 
said upper face of said loWer electrode. 

6. A pieZoelectric device according to claim 5, Wherein 
said columnar grain With the (001) orientation comprises a 
crystal grain With larger average grain diameter than the 
columnar grain With the (111) orientation. 

7. A pieZoelectric device according to claim 1, Wherein 
said pieZoelectric ?lm comprises pieZoelectric ceramics 
selected from the group consisting of lead Zirconate titanate 
(Pb(Zr,Ti)O3:PZT), lanthanum lead titanate ((Pb,La)TiO3), 
lead lanthanum Zirconate titanate ((Pb,La)(Zr,Ti)O3:PLZT), 
or lead magnesium niobate Zirconate titanate (Pb(Zr,Ti)(Mg, 
Nb)O3:PZT-PMN). 

8. An ink jet recording head comprising: 
a pressure chamber provided on a pressure chamber 

substrate; and 
a noZZle provided in said pressure chamber, 
Wherein ink can be discharged from said noZZle by 

changing the volume of said pressure chamber, 
and volume change is caused in said pressure chamber by 

using the pieZoelectric device according to any one of 
claims 1 to 3 and 4 to 7. 
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